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M A N U S C R I P T A C C E P T E D ACCEPTED MANUSCRIPT
α
Introduction

11
The WPS was purified on an anion-exchange column, where it was eluted in the neutral 12 fraction. All acidic fractions contained proteins, nucleic acids and some minor polysaccharides, 13 and were not investigated further. 
Smith degradation of the WPS and structural analysis of OS1
24
Periodate oxidation of the polysaccharide followed by reduction with NaBD 4 and mild hydrolysis, provided no important information and will not be further discussed. 
Structural analysis of the WPS
14
Analysis of 2D NMR spectra of the purified WPS suggested that the polysaccharide 15 contained three main variants of the repeating units (Fig. 3) , although it cannot be excluded that correlations were observed for variant 3 monosaccharides). All these data taken together allowed 10 us to propose three variants of a branched repeating unit of the WPS of L. casei BL23 (Fig. 3) .
11
The results of methylation analysis of the WPS preparations (Section 2.1) were in 12 agreement with the established structures. 13 It is interesting to point out that variant 3 has a structure similar to variant 1 but with an 14 additional terminal α-Glc J at the non-reducing end. Therefore, we propose that, for L. casei In conclusion, we report in this work a first detailed chemical structure of the WPS of L. NMR desalting was performed on Sephadex G15 column.
10
HPLC was carried out on a Phenomenex ONYX C18 column (150 × 4.6 mm), eluted 11 at 1 mL/min with water-MeOH gradient (0-50% in 30 min) with an UV detector at 220 nm. 
Determination of absolute configuration
22
A WPS sample (0.5 mg) was hydrolyzed with TFA as for monosaccharide analysis. A' C' D' -2-α-Rha-2-α-Rha-3-α-Rha-3-β-GalNAcVariant 2 |3 |2 α-Rha -3 -β-GlcNAc α-Glc K ' 6| E ' F α-Glc G ' J α-Glc
B" |4
A" C " D " α-Rha-2-α-Rha -3-α-Rha-3-β-GalNAcVariant 3 |3 α-Rha-3-β-GlcNAc
K"
6| E" α-Glc G " M A N U S C R I P T
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Highlights
• The structure of a cell wall polysaccharide from probiotic Lactobacillus casei BL23 was elucidated.
• Three main variants of the repeating units were identified by NMR spectroscopy.
• The repeating unit consists in a branched heptasaccharide with a partial substitution.
• A terminal unit with an additional -Glc at the non-reducing end was also identified.
